. Calculated Gibbs free energies of activation (G 6 -G 9 ) for complexes 1-3-GrII and 1-3-GrII_IMES using different computational approaches. Table S1 : Total energy values (E) and Gibbs free energy values (G; as defined in the manuscript) for carbene 1 and its complexes. -1961.243 -1955.123 -0.197 567.095 276.630 0.051 -1960.617 -1954.497 -0.232 -0.042 2B -3312.095 -1955.120 -0.200 566.868 270.669 0.050 -1960.617 -1954.495 -0.234 -0 Table S6 : Calculated Gibbs free energies of activation (G 6 -G 9 ) for complexes 1-3-GrII and 1-3-GrII_IMES using different computational approaches. -0.536 8.462 12.804 C12 3.960 6.956 14.371 C13 8.407 8.468 14.209 C14 9.528 9.311 14.112 C15 10.790 8.721 14.107 C16 10.966 7.344 14.204 C17 9.836 6.546 14.363 C18 8.551 7.082 14.396 C19 9.432 10.805 14.043 C20 12.332 6.730 14.146 C21 7.388 6.183 14.677 C22 7.352 9.991 7.891 C23 8.581 10.241 7.004 C24 8.391 11.498 6.155 C25 7.129 11.421 5.304 C26 5.912 11.169 6.184 C27 6.095 9.902 7.013 C28 9.313 8.378 9.396 C29 9.860 9.551 10.215 C30 11.385 9.513 10.228 C31 11.903 8.178 10.757 C32 11.273 6.984 
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